Figure Captions and Tables

Fig. S1
Ortep plot of the solid-state structure of 6. 
Table S1
Selected bond lenghts (Å).
Table S2
Selected crystallographic data for compounds 6, 7, 9 and 12-15.
Table S3
Weak hydrogen bonds in 6 and 7.
Table S4 Molecular orbital contribution (%) for the fragments constituting every compound.
NMR Spectra Experimantal Part
Instrumentation.
Elemental analyses were performed using a Carlo Erba EA1108 microanalyzer. IR spectra were recorded from KBr pellets on a Shimadzu FTIR-8300 spectrophotometer.
The 1 H NMR (300.13 MHz), 11 B{ 1 H} and 11 B NMR (96.29 MHz) and 13 C{ 1 H} NMR (75.47 MHz) spectra were recorded on a Bruker ARX 300 spectrometer. All NMR spectra were recorded in CDCl 3 or CD 3 COCD 3 solutions at 25ºC. Chemical shift values for 11 B{ 1 H} NMR spectra were referenced to external BF 3 ·OEt 2 , and those for 1 H and 13 C{ 1 H} NMR were referenced to SiMe 4 . Chemical shifts are reported in units of parts per million downfield from reference, and all coupling constants are reported in Hertz.
MALDI-TOF-MS mass spectra were recorded in the negative ion mode using a Bruker Biflex MALDI-TOF [N2 laser; λexc 337 nm (0.5 ns pulses); voltage ion source 20.00 kV (Uis1) and 17.50 kV (Uis2)]. UV-Vis spectra were recorded on Shimadzu UV-1700 Pharmaspec spectrophotometer, in 0.1 cm cuvettes, using solutions of compounds with 10 -6 mol·L -1 of concentration. The fluorescence emission spectra were recorded in a JASCO FP-750 spectrofluorometer and a FLS 920 from Edinburgh Instruments using a 450W Xe lamp as excitation source. Samples were prepared in spectroscopic grade solvents and adjusted to a response within the linear range. No fluorescent contaminants were detected on excitation in the wavelength region of experimental interest.
Fluorescence quantum yields were determined by comparison with styrene or stilbene as reference, and corrected for the refractive index of the solvent, cyclohexane for styrene (n = 1.426) and methylcyclohexane for stilbene (n = 1.422). Samples were prepared in such a way as to obtain an absorbance of 0.1-0.2 at the excitation wavelength to avoid internal reabsorption effects in the posterior emission. 1 The quantum yield for i was determined by
]·Φ R, where f i = 1-10 -Ai , F are the integrated intensities, A the absorbances and n the refractive indices. 2 The aggregates of 10 and 14 were obtained by adding water to THF solutions of both compounds and stirring. [3] [4] [5] The solid state (powder and films) fluorescence emission measurements were carried out in an Edinburgh Instrument FLS920 fluorometer, using a 450 W Xe lamp as excitation source and a Starna 20-C support for solid samples. The excitation wavelength used was 310 nm and the spectra were registered using 2 nm excitation and emission slits opening and a dwell time of 0.2 s. For the preparation of films a drop of a solution of 10 and 14 was evaporated over a short path length demountable Starna 20C cell and then the emission spectra were registered.
X-ray Structure Determinations.
The crystals of 6, 7, 9, 12, 13, 14, and 15 were immersed in cryo-oil, mounted in
MiTeGen loops, and measured at 120-123 K. The X-ray diffraction data were collected on a Rigaku Oxford Diffraction Supernova diffractometer using Cu K ( = 1.54184 Å) radiation or on a Nonius Kappa ApexII diffractometer using Mo K ( = 0.71073 Å) radiation. The Denzo/Scalepack 6 or CrysAlisPro 7 program packages were used for cell refinements and data reductions. The structures were solved by direct methods or by charge flipping method using the SHELXS-97 8 or Superflip 9 programs. A multi-scan or Gaussian absorption correction (SADABS 10 or CrysAlisPro 7 ) was applied to structural data of 6, 7, 12, 14, and 15. Structural refinements were carried out using SHELXL-97
or SHELXL-2014 8 programs. The unit cell of structures 9 and 12 contained two independent molecules. In structure 9, carbon atoms in the double bond between the aromatic rings in one of the stilbene ligands were disordered over two sites. Structure 12 was refined as a racemic twin. The BASF value was refined to 0.017. In all structures the hydrogen atoms were positioned geometrically and constrained to ride on their 5 parent atoms with C-H = 0.95-0.99 Å, B-H 1.12 Å, and U iso = 1.2-1.5⋅U eq (parent atom).
Crystallographic details are summarized in Table 2 and Table S2 . Selected bond lengths are given in Table S1 . The codes for structures 6-15 are CCDC 1507869-1507875
Calculations.
Ground-state calculations were carried out by using hybrid DFT (B3LYP functional)
and Ahlrichs def2-TZV basis set 11, 12 as implemented in the ORCA 3.0.1 package. 13 Partial contour plots of the compounds were obtained using Gabedit. 16 
Characterization of compounds 3-16
The IR spectra show typical υ(B-H) strong bands for closo clusters between 2565 and 2592 cm -1 . The 1 H NMR spectra of 3-16 show one singlet in a region from  3.06 to The chains are pulled together via interactions between the carborane units giving an overall zig-zag structure. In 14 the phenyl substituents on carbon C2 force the carborane (14) C ( Table S2 . Selected crystallographic data for compounds 6, 7, 9 and 12-15. 
